When applied to adsorption phenomena, Gibbs-Duhem equation shows that surface energy associated to exchangeable cations located at the aluminosilicate surface decreases with the increasing number of adsorbed molecules. In this work, we propose a microscopic representation of this phenomenon, i.e. the adsorption of water molecules at the cationic sites, and its evolution upon water adsorption. Accordingly, the DFT-based model proposed in this paper provides a simple mathematical expression in which the system, i.e. cation/surface, energy is a functional of the electronic density. Therefore, the adsorption of small molecules as water which results in modification of the surface electronic density and, hence, of the electrical potential modifies the barrier for cation hopping. The model presented here is favourably confronted to experimental data of energy barrier for cation hopping measured by 2 dielectric relaxation, i.e. complex impedance spectroscopy and thermally stimulated current, on various aluminosilicate solids: two zeolites (Na-Faujasite and Na-Mordenite) and clay mineral (Na-Montmorillonite) upon water adsorption.
Introduction

Theory
I-Gibbs Duhem's law
In the past, only phenomenological and over simplified approaches could provide exploitable information on the properties of solid surfaces. During the last decades, scientists have, however, developed models to explain the microscopic aspect of the surface properties. This achievement was obviously explained by an increase request for more accurate estimation of the quantitative experimental parameters controlling the microscopic mechanisms of adsorption. In that context, we showed in recent papers [1, 2] that measurements of dielectric relaxation spectroscopy, i.e. impedance spectroscopy and thermally stimulated currents, could be used to evaluate energies of interactions that exist on the surface of solids where cations are trapped.
Gibbs [3] was the first to notice that the necessary work to create a unit of surface on a solid was different according to the nature of the stresses exerted on its structure. Basically, it is important to use a tensor to determine the response to these stresses. D.H. Everett and P.R.
Couchmann [4, 5] explained how to circumvent this difficulty and proposed to create the parameter: s  called: "the generalized surface energy " that is related to the elastic strain at the surface. In this work, providing that the localized hops of the cations trapped at the aluminosilicate surface are associated with dipolar polarization, we assume it corresponds to a typical example of surface deformation.
From the symbol originally used by J.W. Gibbs, the surface concentration of a given component i, is noted i  and defined as:
Where A is the area of the considered surface and i n the number of molecules of the component i adsorbed on the surface of the solid.
In a solid, the elementary deformation dA , cannot generally be compensated by a migration of atoms. This property clearly distinguishes the variations of the surface of solids from those of liquids. However, when the applied stress is weak, "elastic" deformation can be observed.
The model proposed here assumed that the hopping of cations observed on a microscopic scale yields this type of deformation and that the presence of adsorbed molecules in the cation vicinity will necessarily modify the cation hopping barrier and hence the surface energy.
We can write the differential d of the work of the solid surface, during the transformation considered, in the form:
The relation of Gibbs Duhem allows us to evaluate this differential work during an isothermal transformation. To carry out this calculation, we must initially define the surface work as the reversible work necessary to create a unit of surface dA , when the temperature, the electric field, the chemical potential and the elastic stresses are maintained constant.
s  can then be defined according to the "surface work":  and the "surface stresses", characterized by the tensor  [3] : When applied to a surface system, such as assumed in this paper, it leads to Gibbs-Duhem's law for the surface separating the gas from the solid phase. To reach that goal, we must define the surface entropy, s s , as the variation of the surface energy caused by an increase in temperature whilst all other parameters are constant. At equilibrium, we then obtain [3] :
When the evolution of the system is at a constant temperature, constant electric field, 
Where, in that case, i indicates the considered component in the vapor phase and k all the other components in the same phase. If gas i is regarded as a perfect gas, it is possible to write:
so that eq. (5) yields:
It must be outlined that eq. (7) shows that the higher the number of adsorbed molecules, the less important is surface energy decrease. That means that upon adsorption, the variation of work that is developed at the surface becomes smaller and smaller. Consequently, this trend should also be obeyed by the energy barrier for cation hopping.
II-A simple DFT-based model for the electronic cloud energy of a cation confined in a surface site.
The phenomenon of dielectric relaxation observed in aluminosilicates can be associated to the localized hopping motion of the cations trapped on the surface [6] . Therefore, one way to confront the microscopic description given above to experimental data, is to 
By definition:
is the electronic density, 
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Following the developments suggested by J.W. Mortier [7] on the one hand and, Parr and
Yang [8] on the other hand, we obtain the energy barrier for cation hopping:
Where f , the Fukui function, is equal to
and the subscript c corresponds to the cation.
Using the same equation for the aluminosilicate surface surrounding the cation and assuming that the energy barrier corresponds to the energy difference between the energy of the cation trapped at the surface and that when it is free, i.e. detrapped, we can write: 
Eq. (10), first found by Parr and Yang [7] , correspond to the sum of three terms that can be identified as the three energetic contributions, i.e. electrostatic, covalency and polarisation, involved in a chemical bond:
We then tried to apply this type of calculation to the determination of the variation of the ii) for the first stage of adsorption , the cation is not fully solvated by the adsorbed molecule, i.e. there is no adsorbed molecule between the cation and the surface.
iii) the energy variation can be correctly, at least for a qualitative investigation, limited to a first order approximation.
As a consequence, eq.10 becomes:
The integral boundaries are We aim now at expressing eq.12 as a function of the number of adsorbed species. Assuming that only one type of species i is adsorbed, we can write the variation of electronic charges, N  , simply results from the concentration of species i :
ii NN  
Noteworthy, i N  can be fractional and lower than one.
8
By definition, the transfer of electronic charge goes from the less to the more electroactive species. It can then be shown from DFT that the number of electronic charges that will be exchanged between the surface and the adsorbed species is:
where  is an empirical parameter and  the electronegativity that is opposite to the chemical potential, i.e. µ    . s  can be calculated using the group electronegativity concept developed by Sanderson [9] providing that the electronegativity of the 
Materials and methods
The experimental data confronted to the model predictions have been collected from where the subscripts IV and VI indicate the tetrahedral and octahedral layers in the clay sheet.
All these data as well as the corresponding experimental procedures have already been published [1, 2, [12] [13] [14] .
To make it short, dielectric spectra were measured on pellets made of compressed power using a BDS-4000 Novocontrol spectrometer coupled to the Quatro system which insures the temperature control. The activation barrier, E  , is calculated from the temperature dependence of the mean relaxation associated to the mean energy barrier via Therefore, the larger is B , the larger, i.e. the less localized, the size of the adsorption site.
The fitting of the experimental data clearly demonstrates (see 
Conclusion
DRS experiments carried out on three typical aluminosilicates having Na + cations at their surface, reveal that the evolution of barrier energy for cation hopping according to the number of adsorbed water molecules follows the phenomenological Gibbs-Duhem's law.
Furthermore, a microscopic model based on DFT principles is proposed and favourably compared to the experimental data extracted from DRS. The parameters that are extracted from the fitting of the experimental evolutions with the equation derived from the model shows that the charge density of the network is the key factor. This outcome is, of course, not
surprising. However, it shows that the simple microscopic model proposed is, at least for the materials studied here, acceptable. It also emphazises that DRS can be a convenient tools for investigating surface properties and adsorption mechanisms when the cations located at the surface correspond to the adsorption sites. It is likely that similar conclusions could be obtained when the adsorbing surface is made of "fixed" dipoles as in many polymers. Case of Na-mordenite [13] . 21. Case of Na-montmorillonite [2] . 
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